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(54) METHOD FOR HEAT-TREATING SILICON WAFER AND SILICON WAFER 



(57) In a method for heat treatment of silicon wafers 
under a reducing atmosphere utilizing an RTA appara- 
tus, in particular, microroughness on silicon wafer sur- 
faces is reduced, thereby improving electric 
characteristics such as oxide dielectric breakdown volt- 
age and mobility of carriers, and generation of slip dislo- 
cations and heavy metal contamination are suppressed. 
Thus, improvement of yield and productivity, and cost 
reduction are contemplated. According to the present 
invention, there is provided a method for heat treatment 
of a silicon wafer under a reducing atmosphere contain- 
ing hydrogen using a rapid heating/rapid cooling appa- 
ratus, wherein a natural oxide film on a silicon wafer 
surface is removed, and then the silicon wafer is sub- 
jected to a heat treatment under an atmosphere of 
100% hydrogen or an inert gas atmosphere containing 
10% or more of hydrogen using a rapid heating/rapid 
cooling apparatus. 
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Description 

Technical Field 

s [0001] The present invention relates t a method for heat treatment of a silicon wafer, in particular, such a heat 
treatment method which can improve microroughness on a silicon wafer surface and can suppress generation of slip 
dislocations and heavy metal contamination, as well as a silicon wafer of high quality useful for semiconductor devices, 
which is obtained by the heat treatment. 

10 Background Art 

[0002] In recent years, use of higher integration degree of MOS-LSI has made gate oxide films increasingly thinner. 
And in order to obtain reliability of such thin oxide films, quality of silicon wafers as substrates is considered important. 
Inter alia, microroughness on surfaces of wafers attracts much attention. 
is [0003] More precisely, with the use of higher integration degree of MOS structure transistors, it has become neces- 
sary to improve the mobility of carriers (electrons and holes) immediately under the oxide layer in the MOS structure. 
Moreover, with the use of increasingly higher driving frequency of CPU (central processing unit), higher writing and 
reading speeds of memories are of course required, and therefore improvement of the carrier mobility has become an 
important research subject. 

20 [0004] Further, it has become clear that microroughness on wafer surfaces is closely related to performance and 
reliability of devices as a factor greatly affecting the electric characteristics such as the oxide dielectric breakdown volt- 
age and the mobility of carriers (see Shinya Yamakawa et. al., J. Appl. Phys. 79, 91 1 , 1996). 
[0005] As a method for reducing the microroughness of wafer surface, there has been known, for example, a 
method which comprises applying an electric current to the wafer surface using a special apparatus such as an ultra 

25 high vacuum apparatus (see Ando et al., Extended Abstracts (The 56th Autumn Meeting, 1995) ; The Japan Society of 
Applied Physics, 27p-ZV-13, 1995). However, it takes long time to obtain ultra high vacuum, and it also takes long time 
to return the vacuum to atmospheric pressure. This causes a problem that one must always pay attention to adhesion 
of particles during those process steps. 

[0006] Further, as a method for improving the microroughness, there is already the proposal of Japanese Patent 
30 Application No. 10-176693, and sufficiently small microroughness has been obtained. In this technique, however, heat 
treatment is performed at a high temperature by using a rapid heating and rapid cooling apparatus under a reducing 
atmosphere with multiple steps. Therefore, the process becomes complicated and problems may arise in productivity, 
durability of the apparatus, generation of slip dislocations, heavy metal contamination and so forth. 
[0007] Usual silicon wafers have a Si0 2 layer called natural oxide film on their surfaces. In order to remove this film, 
35 hydrogen annealing at a high temperature of about 1200°C is required. However, such hydrogen annealing has prob- 
lems such as the generation of slip dislocations and the heavy metal contamination from the inside of the system. 
Therefore, it is necessary to simultaneously achieve a lower temperature of the whole process and improvement of 
microroughness. It is considered that lowering temperature of the whole process will become still more important 
because relative mechanical strength of wafers will become weaker as a larger diameter of wafers is used in future. 

40 

Disclosure of the Invention 

[0008] The present invention has been accomplished in view of the aforementioned problems, and its object is to 
provide a method for heat treatment of silicon wafers under a reducing atmosphere utilizing a rapid heating/rapid cool- 

45 ing apparatus (also referred to as RTA (Rapid Thermal Annealer) apparatus hereinafter), which can, in particular, afford 
further reduced microroughness on silicon wafer surfaces by heat treatment at a lower temperature compared with con- 
ventional techniques, improve electric characteristics such as the oxide dielectric breakdown voltage and the mobility 
of carriers, and suppress generation of slip dislocations and heavy metal contamination, as well as utilize the advan- 
tages proper to the rapid heating/rapid cooling apparatus, for example, improved yield and productivity, low cost and so 

so forth. 

[0009] In order to achieve the aforementioned object, the present invention provides a method for heat treatment of 
a silicon wafer under a reducing atmosphere using a rapid heating/rapid cooling apparatus, wherein a natural oxide film 
on a silicon wafer surface is removed, and then the silicon wafer is subjected to a heat treatment under an atmosphere 
of 100% hydrogen or a mixed gas atmosphere of argon and/or nitrogen containing 10% or more of hydrogen using a 
55 rapid heating/rapid cooling apparatus. 

[001 0] If, in a method for heat treatment of a silicon wafer under a reducing atmosphere using a rapid heating/rapid 
cooling apparatus, the silicon wafer is subjected to a heat treatment under an atmosphere of 1 00% hydrogen or a mixed 
gas atmosphere of argon and/or nitrogen containing 10% or more of hydrogen using a rapid heating/rapid cooling appa- 
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ratus after a natural oxide film on a silicon wafer surface is removed as described above, microroughness on the wafer 
surfac can surely be reduced while maintaining the state of the wafer that the natural oxide film is removed. At the 
same time, crystal defects existing on the wafer surface can also be eliminated, and thus there can b obtained a silicon 
wafer useful for semiconductor devices with extremely few defects and excellent electric characteristics. 
5 [001 1 ] In this case, the aforementioned heat treatment can be performed at a temperatur of 950 to 1 1 50°C for 1 - 
300 seconds. 

[001 2] By subjecting a wafer from which a natural oxide film is removed to a heat treatment at a lower temperature 
compared with conventional techniques for a short period of time using a rapid heating/rapid cooling apparatus, the 
microroughness can markedly be reduced. Moreover, since the heat treatment temperature is relatively lowered, the 
w temperature of the whole process is also lowered. Therefore, the generation of slip dislocations is substantially elimi- 
nated, the problem of heavy metal contamination is also solved, and the yield is improved. Furthermore, since time and 
thermal energy required for temperature increase and decrease can also be reduced, improvement of productivity and 
cost reduction can also be contemplated. 

[0013] The present invention also relates to the method for heat treatment of a silicon wafer, wherein the natural 
is oxide film is removed by hydrofluoric acid treatment. 

[0014] Si0 2 constituting the natural oxide film can easily and surely be dissolved and removed by immersion in 
hydrofluoric acid (HF) or gaseous phase treatment utilizing HF gas, and original flatness, microroughness and so forth 
of a mirror-finished wafer before the treatment are not substantially affected adversely. 

[0015] Furthermore, because the microroughness of the wafer surface is improved by the method for heat treat- 
20 ment of the present invention, there can be obtained a silicon wafer of extremely high quality useful for semiconductor 
devices, which has improved electric characteristics such as the oxide dielectric breakdown voltage and the mobility of 
carriers, and is substantially free from generation of slip dislocations and heavy metal contamination. 
[0016] In particular, there can be obtained a silicon wafer having a microroughness of 1 .00 nm or less in terms of 
P-V value and 0.12 nm or less in terms of RMS value as determined by an atomic force microscope for a 2 um square. 
25 [0017] As explained above in detail, by subjecting a silicon wafer from which a natural oxide film is removed to a 
heat treatment at a relatively low temperature under a reducing atmosphere of 100% hydrogen or a mixed gas atmos- 
phere of argon and/or nitrogen containing 10% or more of hydrogen using a rapid heating/rapid cooling apparatus, 
microroughness on the wafer surface can markedly be reduced. As a result, there can be obtained a silicon wafer of 
excellent crystallinrty, which has excellent electric characteristics such as the oxide dielectric breakdown voltage and 
30 the mobility of carriers, and is substantially free from generation of slip dislocations and heavy metal contamination. At 
the same time, improvement of yield and productivity can be contemplated, and cost reduction can be achieved. 

Brief Explanation of the Drawings 

35 [0018] 

Fig. 1 shows an exemplary heat treatment process according to the present invention using a rapid heating/rapid 
cooling apparatus. 

Fig. 2 shows relationship between heat treatment temperature in a rapid heating/rapid cooling apparatus and 
40 microroughness represented with P-V value after heat treatment, which is stratified for presence or absence of a 
natural oxide film on silicon wafer surface, and heat treatment time. 

Fig. 3 shows relationship between heat treatment temperature in a rapid heating/rapid cooling apparatus and 
microroughness represented with RMS value after heat treatment, which is stratified for presence or absence of a 
natural oxide film on silicon wafer surface, and heat treatment time. 
45 Figs. 4A and 4B are schematic sectional views of exemplary apparatuses that can realize rapid cooling/rapid heat- 
ing of a silicon wafer. 

Fig. 5 shows relationship between hydrogen gas concentration in a rapid heating/rapid cooling apparatus and haze 
after heat treatment, which is stratified for heat treatment temperature. 

Fig. 6 shows relationship between hydrogen gas concentration in a rapid heating/rapid cooling apparatus and 
so microroughness represented with P-V value after heat treatment, which is stratified for heat treatment temperature. 
Fig. 7 shows relationship between hydrogen gas concentration in a rapid heating/rapid cooling apparatus and 
microroughness represented with RMS value after heat treatment, which is stratified for heat treatment tempera- 
ture. 

55 Best Mode for Carrying out the Invention 

[001 9] Hereafter, the present invention will be explained in more detail. 

[0020] The inventors of the present invention studied thorough various searches and experiments about heat treat- 
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ment conditions that can reduce microroughness existing on a silicon wafer surface, thereby improving electric charac- 
teristics such as the oxide dielectric breakdown voltage and the mobility of carriers, and can obviate generation of slip 
dislocations and heavy metal contamination, which are likely to occur during heat treatment at a high temperature. As 
a result, they found that a silicon wafer with small microroughness could be obtained by subjecting a silicon wafer of 
5 which natural oxide film is removed to a heat treatment at a temperature lower than the conventional temperature under 
a reducing atmosphere which consists of 100% hydrogen gas or inert gas containing 10% or more of hydrogen gas by 
using an RTA apparatus. The inventors of the present invention further investigated various conditions therefor, and 
thus completed the present invention. 

[0021] In the conventional hydrogen annealing utilizing an RTA apparatus, a heat treatment at a high temperature 
10 of about 1200°C or higher is required in order to remove a natural oxide film formed on a silicon wafer surface. Under 
hydrogen atmosphere within the range of 900-1 100°C, the ratio of etching rates of Si and Si0 2 is generally represented 
as Si/Si0 2 = 2 to 100. That is, the etching rate of Si0 2 is slower, and hence it requires higher temperature. 
[0022] Therefore, if the natural oxide film (SiO^ formed on the wafer surface is removed by hydrofluoric acid treat- 
ment as a pretreatment before the heat treatment by an RTA apparatus, it becomes unnecessary to etch Si0 2 by an 
is RTA apparatus, and therefore the temperature of the whole process can be lowered. Further, it was considered that, 
even if the process temperature was lowered compared with the conventional temperature, the effect on reduction of 
microroughness could be comparable to, or even more effective than that of the conventional treatment at around 
1200°C, and it was attempted to confirm if this idea was correct or not by experiments. 

[0023] First, the following experiment was performed in order to establish suitable heat treatment conditions for sil- 
20 icon wafers by a rapid heating/rapid cooling apparatus. As the heat treatment apparatus, an RTA apparatus provided 

with lamp heaters (rapid heating/rapid cooling apparatus Model SHS-2800, Steag Microtec International) was used. 

[0024] The silicon wafers used were those obtained by slicing a silicon ingot manufactured by the CzochralsW 

method in a conventional manner and subjecting the sliced wafers to mirror polishing, and having a diameter of 8 inches 

and crystal orientation of < 100) . 
25 [0025] As the method for removing natural oxide films, the silicon wafers were immersed in 2% hydrofluoric acid 

(HF) solution for 3 minutes. 

[0026] Two kinds of samples, samples having natural oxide films and samples whose natural oxide films were 
removed as described above were prepared. 

[0027] Measurement of microroughness was performed by an AFM (Atomic Force Microscope, NanoScope-ll, 
30 tradename of Digital Instrument Inc.) for a 2 urn square. The microroughness of mirror-finished wafers before heat treat- 
ment was 1.1 nm or more in terms of the P-V value (maximum difference between peaks and valleys), and 0.13 nm or 
more in terms of the RMS value (root mean square roughness). 

[0028] As for the conditions of the heat treatment, there were employed atmospheric gas composition consisting of 
25% by volume of hydrogen and 75% by volume of argon, treatment temperature of 1 000 to 1 200°C, and treatment time 

35 of 1 -30 seconds. A diagram of an exemplary heat treatment process is shown in Fig. 1 . 

[0029] The results of a series of experiments are shown in Fig. 2 and Fig. 3. Fig. 2 shows the relationship between 
the heat treatment temperature and the microroughness represented by the P-V value for each heat treatment time with 
or without the hydrofluoric acid treatment. Fig. 3 shows the relationship between the heat treatment temperature and 
the microroughness represented by the RMS value for each heat treatment time with or without the hydrofluoric acid 

40 treatment. 

[0030] Table 1 shows the relationship between the heat treatment conditions for the wafers that were subjected to 
the hydrofluoric acid treatment and the obtained microroughness (RMS values and P-V values). Table 2 shows the rela- 
tionship between the heat treatment conditions for the wafers that were not subjected to the hydrofluoric acid treatment 
and the obtained microroughness (RMS values and P-V values). 

45 



Table 1 



Silicon wafers whose natural oxide films were removed by 
hydrofluoric acid treatment 


Heat treatment conditions (°C 
and second) 


Microroughness 




RMS (nm) 


P-V (nm) 


1000- 1 


0.13 


1.02 


1000- 5 


0.09 


0.83 


1000-10 


0.10 


0.88 



4 



EP1 041 612 A1 

Table 1 (continued) 





Silicon wafers whos natural oxide films were removed by 
hydrofluoric acid treatment 


5 


Heat treatment conditions (°C 
and second) 


Microroughness 






RMS (nm) 


P-V (nm) 




1 uuu • oU 


0.09 


0.74 


10 


lUOU • I 


0.10 


1.06 




1050* 5 


0.09 


0.71 




1 UOU • 1 U 


0.10 


0.86 


15 


H ACA . OA 


0.10 


0.83 


1100- 1 


0.09 


0.80 




1100* 5 


0.11 


0.93 




1 1 AA . 1 A 


0.10 


0.80 


20 


1 1UU oU 


0.11 


1.05 




1 1 OU • 1 


0.10 


0.81 




1150* 5 


0.11 


0.86 


25 


1150-10 
1150*30 


0.12 
0.11 


0.85 
0.90 




1200- 1 


0.11 


1.00 




1200 * 5 


0.11 


1.17 


30 


1200-10 


0.10 


0.96 




1200*30 


0.11 


0.87 




Reference: Mirror surface wafer 


0.13 


1.10 


35 


Scanning area: 2 urn x 2 urn 



Table 2 



Silicon wafers which were not subjected to hydrofluoric acid 
treatment 


Heat treatment conditions (°C 
and second) 


Microroughness 




RMS (nm) 


P-V (nm) 


1000* 1 


0.13 


1.14 


1000* 5 


0.14 


1.12 


1000-10 


0.12 


1.00 


1000-30 


0.12 


3.12 


1050-1 


0.13 


3.84 


1050- 5 


0.22 


3.02 


1050-10 


0.31 


2.68 


1050-30 


0.36 


2.33 
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Table 2 (continued) 



Silicon wafers which were not subjected to hydrofluoric acid 
treatment 


Heat treatment conditions (°C 
and second) 


Microroughness 




RMS (nm) 


P-V (nm) 


1100* 1 


0.28 


2.39 


1100* 5 


0.30 


2.05 


1100*10 


0.16 


1.11 


1100*30 


0.14 


1.15 


1150- 1 


0.17 


1.29 


1150* 5 


0.13 


1.12 


1150-10 


0.13 


1.09 


1150-30 


0.11 


0.89 


1200- 1 


0.13 


1.16 


1200- 5 


0.12 


0.93 


1200-10 


0.11 


0.88 


1200-30 


0.11 


0.84 


Reference: Mirror surface wafer 


0.13 


1.10 


Scanning area: 2 jim x 2 jim 



[0031] The experimental results represented in these figures and tables show that, when the natural oxide films 
were present, the microroughness generally tended to be degraded or maintained at a similar level (not improved) as 
for both of the RMS value and the P-V value in the hydrogen annealing temperature range of 1000 to 1 150°C. This is 
considered to be due to local etching of thinner portions of the natural oxide films by hydrogen and generation of pits 
caused by etching of the Si layers at a higher rate. 

[0032] When the natural oxide films did not exist, for example, when they were removed by the hydrofluoric acid 
treatment, the microroughness was improved as for both of the RMS value and the P-V value in the hydrogen annealing 
temperature range of 1 000 to 1 200°C. This result is considered to be obtained by uniform etching of the Si layers, which 
was obtained thanks to the absence of the natural oxide films. 

[0033] In such a case, the microroughness can be improved even within the relatively low temperature range of 
1000 to 1100°C. The microroughness of a mirror-finished wafer was around 1.1 nm in terms of the P-V value and 
around 0.13 nm in terms of the RMS value. In contrast, when the wafers were treated by an RTA apparatus after their 
natural oxide films were removed, they showed a microroughness of 0.7 nm in terms of the P-V value and 0.09 nm in 
terms of the RMS value after the heat treatment at a low temperature of 1000°C for 30 seconds, and thus the micror- 
oughness was markedly improved. 

[0034] Therefore, if the natural oxide film is removed, the heat treatment can be performed at a temperature of, for 
example, 950 to 1 150°C. That is, if the temperature is 1200°C or higher as in the conventional techniques, there may 
be fears of generation of slips and contamination. Therefore, a temperature of 1 150°C or lower is preferred. On the 
other hand, in order to sufficiently improve the microroughness, a temperature of 950°C or higher is preferred. As for 
the heat treatment time, sufficient effect can be obtained by performing the treatment for 1 second or more. Since the 
heat treatment for an unduly long period is useless, it can be performed for a period of 300 seconds or shorter. 
[0035] As described above, when a silicon wafer is subjected to a heat treatment under a reducing atmosphere by 
using a rapid heating/rapid cooling apparatus, the present invention makes it possible to perform the heat treatment at 
a temperature lower than the conventional temperature by 50°C or more, with the purpose of further improvement of 
microroughness and obviating the drawbacks of the heat treatment at a high temperature, by subjecting the wafer to the 
heat treatment after a natural oxide film is removed. 

[0036] Then, influence of the reducing atmosphere was examined by changing the hydrogen gas concentration in 

the inert gas from 0 to 100% by volume. Argon was used for the remaining portion of the hydrogen gas. 

[0037] As silicon wafers, used were mirror-finished wafers having a diameter of 8 inches and crystal orientation of 
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< 1 00 > , whose natural oxide films were removed by immersing the wafers in 2% hydrofluoric acid (HF) solution for 3 min- 
utes. 

[0038] Three kinds of treatment temperature levels, 950°C, 1 050°C and 1 1 50°C, were used for a treatment tim of 
30 seconds. A diagram of an exemplary heat treatment process is shown in Fig. 1 . 
5 [0039] For refer nee, haze (ppm) was also measured. For this measurement, SP-1 produced by KLA/Tencor Co., 
Ltd. was used. The haze was around 0.03 ppm for th mirror surface wafer, around 0.3 ppm for the wafer subjected to 
the heat treatment under a reducing atmosphere at 1200°C using an RTA apparatus, and around 0.2 ppm for an epi- 
taxial wafer. If the haze is at a level of around 0.3 ppm, no problem will be caused in the semiconductor device produc- 
tion process. 

10 [0040] The results of a series of experiments are shown in Figs. 5, 6 and 7. Fig. 5 shows the relationship between 
the hydrogen gas concentration and the haze for each heat treatment temperature. Fig. 6 shows the relationship 
between the hydrogen gas concentration and the microroughness represented by the P- V value for each heat treatment 
temperature. Fig. 7 shows the relationship between the hydrogen gas concentration and the microroughness repre- 
sented by the RMS value for each heat treatment temperature. 

15 [0041] The experimental results shown in these figures indicate that when natural oxide films did not exist, the 
microroughness was sufficiently improved and maintained at a substantially constant level as for both of the RMS value 
and the P-V value in the hydrogen concentration range of from 10% to 100%. However, if the hydrogen concentration 
became less than 10%. the microroughness was abruptly degraded, and it was degraded by a degree of several times 
at 0% of the hydrogen concentration compared with the mirror surface wafer. 

20 [0042] Haze, which was measured for reference, showed a tendency similar to that of the microroughness, as 
shown in Fig. 5. However, the haze was slightly influenced by the temperature, and it was more improved, as the tem- 
perature became higher. 

[0043] The results shown above indicate that hydrogen has an ability to react with Si to cause migration of Si and 
thereby flatten the surface (improve haze). However, if the concentration of hydrogen is low, that ability becomes insuf- 

25 ficient, and therefore the surface is roughened and haze is degraded (see Fig. 5). This phenomenon was caused 
because inert gas such as argon or nitrogen gas did not have such ability to flatten the surface at all. This phenomenon 
was also seen for the microroughness. In the hydrogen concentration range of 0 to 1 0%, the microroughness was more 
degraded as the hydrogen concentration became lower, because of a low hydrogen concentration (Fig. 6, Fig. 7). 
Therefore, it is desirable that the reducing atmosphere for the heat treatment should consist of 100% of hydrogen or a 

30 mixed gas atmosphere of argon and/or nitrogen containing 1 0% or more of hydrogen. 

[0044] By subjecting wafers to the aforementioned heat treatment, the microroughness can be further improved 
compared with that obtained by the conventional high temperature heat treatment, and improvement of electric charac- 
teristics such as the oxide dielectric breakdown voltage and the mobility of carriers can also be contemplated. Further, 
because of the use of a relatively low temperature, substantially no slip dislocations are generated, and thus there can 

35 be obtained silicon wafers of extremely high quality useful for semiconductor devices, which are also free from the- 
heavy metal contamination. 

[0045] Furthermore, since tine and thermal energy required for temperature increase and decrease in the rapid 
heating/rapid cooling apparatus can also be reduced by the use of a relatively low temperature for the heat treatment, 
improvement of yield and productivity, and cost reduction can also be contemplated. 
40 [0046] Embodiments of the present invention will be explained hereafter with reference to the appended drawings. 
However, the present invention is not limited to these. 

[0047] Fig. 4 shows apparatuses used for the present invention, which can realize rapid heating and rapid cooling 
of a silicon wafer under a reducing atmosphere. 

[0048] The heat treatment apparatus 10 shown in Fig. 4A comprises a bell jar 1 composed of, for example, silicon 
45 carbide or quartz, and a wafer is heat-treated in this bell jar 1. Heating is attained by heaters 2 and 2', which are dis- 
posed so that they should surround the bell jar 1 . These heaters constitute a top part and a bottom part, and electric 
power supplied to them can be independently controlled. A housing 3 is disposed surrounding the heaters 2 and 2' for 
shielding heat. Of course, the heating mechanism is not limited to this, and the so-called radiant heating, high-fre- 
quency heating and so forth may also be used. 
so [0049] A water cooled chamber 4 and a base plate 5 are disposed under a furnace, and they shut the inside of the 
bell jar 1 off from the outer air. A wafer 8 is held on a stage 7, and the stage 7 is fixed at the top of supporting shaft 6, 
which can be freely moved upward and downward by a motor 9. The water cooled chamber 4 has a wafer insertion port 
(not shown in the figure) which can be opened and closed by a gate valve, so that the wafer can be put into and taken 
out from the furnace along the transverse direction. The base plate 5 is provided with a gas inlet and exhaust outlet, so 
55 that the gaseous atmosphere in the furnace can be controlled. 

[0050] By using the heat treatment apparatus 10 mentioned above, the heat treatment under a reducing atmos- 
phere containing hydrogen for rapid heating and rapid cooling of silicon wafer whose natural oxide film is removed is 
performed, for example, in accordance with a process shown in the diagram of Fig. 1 . 
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[0051] For the heat treatment, the inside of the bell jar 1 is first heated to a temperature of, for example, from 950 
to 1 1 50°C, and maintained at that temperature by the heaters 2 and 2'. By independently controlling electric pow r sup- 
plied to the separated heaters, temperature distribution can be provided in the bell jar 1 along its height direction. There- 
fore, the heat treatment temperature for the wafer can be sel cted by changing the position of the stage 7, i.e., the 
length of the supporting shaft 6 inserted into the furnace. 

[0052] After the inside of the bell jar 1 is maintained at a desired temperature, a silicon wafer is inserted from the 
insertion port of the water cooled chamber 4 by a wafer handling apparatus not shown in the figure, which is disposed 
at a neighboring position of the heat treatment apparatus 10. and placed on the stage 7 waiting at its lowest position 
via, for example, a SiC boat. At this point, the water cooled chamber 4 and the base plate 5 are cooled with water, and 
therefore the wafer is not heated to a high temperature at this position. 

[0053] Then, after the silicon wafer 8 is placed on the stage 7, the stage 7 is immediately elevated to a position of 
a desired temperature of from 950°C to 1 1 50°C by inserting the supporting shaft 6 into the inside of the furnace by the 
motor 9 so that the wafer on the stage should be subjected to the heat treatment In this operation, because the stage 
moves from its lowest position in the water cooled chamber 4 to the desired temperature position within, for example, 
only 20 seconds, the wafer will be rapidly heated. 

[0054] Then, by maintaining the stage 7 at the desired temperature position for a predetermined period of time (1 
to 300 seconds), the wafer can be subjected to the heat treatment at a relatively low temperature under a reducing 
atmosphere containing hydrogen to an extent corresponding to the predetermined period in which the wafer is main- 
tained at the desired temperature position. When the predetermined time has passed and the heat treatment at a rela- 
tively low temperature was finished, the stage 7 is immediately descended by pulling the supporting shaft 6 out from the 
furnace by the motor 9, and positioned at the bottom of the water cooled chamber 4. This descending operation can 
also be performed within, for example, about 20 seconds. Because the water cooled chamber 4 and the base plate 5 
are cooled with water, the silicon wafer 8 on the stage 7 is cooled rapidly. Finally, the silicon wafer is taken out by the 
wafer handling apparatus to finish the heat treatment. 

[0055] When additional silicon wafers are to be heat-treated, those silicon wafers can be introduced successively 
into the apparatus and subjected to the heat treatment, since the temperature in the heat treatment apparatus 10 is not 
lowered. 

[0056] Now, another example of the rapid heating/rapid cooling apparatus (RTA apparatus) for silicon single crystal 
wafers used for the present invention will be explained. Figure 4B is a schematic view of an RTA apparatus. 
[0057] The heat treatment apparatus 20 shown in Fig. 4B has a chamber 1 1 consisting of quartz, and a wafer 1 8 is 
heat treated within this chamber 11. Heating is achieved by heat lamps 12, which are disposed under and over the 
chamber and at left and right of the chamber so that they should surround the chamber 1 1 . Electric power supplied to 
these lamps 12 can be independently controlled. 

[0058] An auto shutter 1 3 is provided at the gas exhausting side, and it shuts the inside of the chamber 1 1 off from 
the outer air. The auto shutter 13 has a wafer insertion port (not shown in the figure) which can be opened and closed 
by a gate valve. The auto shutter 1 3 is also provided with a gas exhausting outlet, so that the atmosphere in the furnace 
can be controlled. 

[0059] A wafer 18 is placed on a three-point supporting part 15 formed on a quartz tray 14. A buffer 16 made of 
quartz is provided at the gas inlet side of the tray 14, so that it can prevent the wafer 1 8 from being directly blown by the 
introduced gas flow. Further, the chamber 1 1 is provided with a special window for temperature measurement, which is 
not shown in the figure, and the temperature of the wafer 1 8 can be measured by a pyrometer 1 7 installed in the outside 
of the chamber 1 1 through the special window. 

[0060] By using the heat treatment apparatus 20 mentioned above, the heat treatment for rapid heating and rapid 
cooling of silicon wafers is performed as follows. 

[0061] First, the wafer 18 is inserted into the chamber 11 from the insertion port and placed on the tray 14 by a 
wafer handling apparatus not shown in the figure. Then, the auto shutter 13 is closed. 

[0062] Subsequently, electric power is supplied to the heat lamps 22 to heat the wafer 18 to a predetermined tem- 
perature, for example, 1 100 to 1300°C. In this operation, it takes, for example, about 20 seconds to attain the desired 
temperature. Then, the wafer 18 is maintained at the temperature for a predetermined period of time, and thus it can be 
subjected to a high temperature heat treatment. When the predetermined time has passed and the high temperature 
heat treatment was finished, output of the lamps is reduced to lower the temperature of the wafer. This temperature 
decrease can also be attained within, for example, about 20 seconds. Finally, the wafer 1 8 is taken out by the wafer han- 
dling apparatus to finish the heat treatment. 

[0063] As explained above, the heat treatment comprising rapid heating and rapid cooling by using a rapid heat- 
ing/rapid cooling apparatus (RTA apparatus) according to the present invention include a method utilizing such an appa- 
ratus as shown in Fig. 4A, wherein a wafer is immediately introduced into a heat treatment furnace set at a temperature 
within the aforementioned temperature range, and the wafer is immediately taken out after the predetermined time has 
passed, a method utilizing such an apparatus as shown in Fig. 4B, wherein a wafer is placed at a predetermined posi- 
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tion in a heat treatment furnace and immediately heated by lamp heaters or the like, and so forth. The expressions of 
"to immediately introduce" and "to immediately take out" mean that there are not employed the conventional tempera- 
ture increasing and decreasing operations performed over a certain period of time and the so-called loading and 
unloading operations in which wafers are slowly introduced into and taken out from a heat treatment furnac . Of course, 
5 however, it takes a certain short period of time to transport the wafer to the predetermined position in the furnace, and 
it takes several seconds to several minutes depending on the performance of a transportation apparatus for introducing 
a wafer. 

[0064] As the aforementioned reducing heat treatment atmosphere, 100% hydrogen atmosphere can be used, or 
a mixed gas atmosphere of argon and/or nitrogen which contains 1 0% or more of hydrogen can be used for the reasons 
io of control of reducing power obtained by hydrogen, safety and so forth. In the latter case, the hydrogen concentration 
in the mixed gas is preferably about 20% to 70%. 

[0065] Such a reducing heat treatment atmosphere makes it possible to maintain the state of a wafer whose natural 
oxide film is removed and thereby surely improves microroughness on the wafer surface. At the same time, it also pos- 
sible to attain improvement of crystal defects existing on the surface of the silicon wafer. 
is [0066] According to the present invention, the natural oxide film is desirably removed by a hydrofluoric acid treat- 
ment. For example, it will be sufficient if a wafer is immersed into a 2% HF aqueous solution for around 3 minutes. Alter- 
natively, a wafer may be treated in a gaseous phase that consists of hydrogen atmosphere containing about 1% of HF 
gas for about 5 minutes. 

[0067] Si0 2 constituting the natural oxide film can easily and surely removed by the immersion in hydrofluoric acid 
20 (HF) or the treatment in such a gaseous phase, and it does not substantially affect adversely the original flatness, micro- 
roughness and so forth of mirror-finished wafers before the treatment. 

[0068] Furthermore, because the microroughness on surfaces of silicon wafers is reduced by the method for heat 
treatment of the present invention, there can be obtained silicon wafers useful for semiconductor devices, which have 
improved electric characteristics such as the oxide dielectric breakdown voltage, the mobility of carriers etc., and are 
25 substantially free from generation of slip dislocations and heavy metal contamination, with high yield and high produc- 
tivity 

[0069] In particular, there can be obtained silicon wafers showing microroughness of 1 .00 nm or less in terms of the 
P-V value and 0.12 nm or less in terms of the RMS value measured for a 2 urn square by an atomic force microscope. 
[0070] The present invention is not limited to the embodiments described above. The above-described embodi- 

30 ments are mere examples, and those having the substantially same structure as that described in the appended claims 
and providing the similar functions and advantages are included in the scope of the present invention. 
[0071] For example, while such heat treatment apparatuses as shown in Fig. 4 are used in the aforementioned 
embodiments, the present invention should not necessarily be practiced by such apparatuses, and any apparatuses 
may be used, in principle, so long as the apparatuses can realize rapid heating and rapid cooling of silicon wafers and 

35 can heat the wafers to a temperature of 950°C or higher. 

[0072] Further, while the embodiments mentioned above were explained for the heat treatment of silicon wafers 
having a diameter of 8 inches, the present invention can be used regardless of the wafer diameter, and can be used for 
a silicon wafer having a diameter of. for example, 10 to 16 inches or more. 

40 Claims 

1. A method for heat treatment of a silicon wafer under a reducing atmosphere using a rapid heating/rapid cooling 
apparatus, wherein a natural oxide film on a silicon wafer surface is removed, and then the silicon wafer is subjected 
to a heat treatment under an atmosphere of 100% hydrogen or a mixed gas atmosphere of argon and/or nitrogen 

45 containing 10% or more of hydrogen using a rapid heating/rapid cooling apparatus. 

2. The method for heat treatment of a silicon wafer according to claim 1 . wherein the heat treatment is performed at 
a temperature of 950 to 1 150°C for 1 to 300 seconds. 

so 3. The method for heat treatment of a silicon wafer according to Claim 1 or 2, wherein the natural oxide film is removed 
by hydrofluoric acid treatment. 

4. A silicon wafer which is heat-treated by the method of heat treatment according to any one of Claims 1 -3. 

55 5. A silicon wafer which has a microroughness of 1 .00 nm or less in terms of P-V value and 0.12 nm or less in terms 
of RMS value as determined by an atomic force microscope for a 2 ^m square. 
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FIG. 2 
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FIG. 3 
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FIG. 4A 
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FIG. 5 
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FIG. 6 
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FIG. 7 
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